Saccharides arabinose (Alfa Aesar, 99%), xylose (Roth, 99%), glucose (Roth, 99%), fructose (Sigma-Aldrich, 99%), mannose (Alfa Aesar, 99%), galactose (Roth, 97%), sucrose (Sigma-Aldrich, 99%), maltose (Roth, 99%) were used without further purification. Due to the high hydrophobicity, ammonium formate (Alfa Aesar, 98%) was dried in the vacuum oven at room temperature for 24 hours prior the use in reaction.
δ/ ppm 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200 δ/ ppm Fig. S4 . 1 H and 13 C NMR spectra of the mixture of ammonium formate with glucose kept at room temperature for five days (A and B, respectively) and two weeks (C and D, respectively) representing different degree of 2,6-DOF formation. 
